: Laser energies for all used tunable laser systems. a) and c) were measured directly in front of the laser, while b) was measured at about 2m distance. + at 225 nm with 0-2 s trapping time. Na + lies outside mass window of the instrument and was fitted as a dark channel.
Figure S5:
The absorption of 20 mmol camphor, 5 mmol formate, 2.5 mmol pyruvate and 1 mmol NaI were measured in aqueous solution with the Genova Plus UV/VIS spectrophotometer. While the absorption of the formate is completely out of the laser coverage, all other measured substances absorb from 225 nm to longer wavelengths. Camphor shows an absorption peak from 240 -325 nm. + isomers calculated at the B3LYP/def2TZVP (top) and MP2/def2TZVP,ECP(Na,I) (bottom) level of theory, scaled with a factor of 0.96 and 0.95, respectively. See Figure S7 for the respective structures. + are clearly secondary fragments. The dashed light green line represents the fraction of the precursor which fragments, while the dotted line represents the fraction of about 2.5% which does not fragment, most likely because a small part of the ion cloud that does not overlap with the laser beam. Na + lies outside mass window of the instrument and was fitted as a dark channel.
Figure S10: IR spectra of [Na6I4(HCOO)] + isomers calculated at the B3LYP/def2TZVP (top) and MP2/def2TZVP,ECP(Na,I) (bottom) level of theory, scaled with a factor of 0.96 and 0.95, respectively. See Figure S7 for the respective structures. + isomers calculated at the B3LYP/def2TZVP (top) and MP2/def2TZVP,ECP(Na,I) (bottom) level of theory, scaled with a factor of 0.96 and 0.95, respectively. See Figure S7 for the respective structures. Na -1.234319 -1.577987 -0.913302 C -4.308078 -0.783894 -0.924968 O -3.466375 -1.664228 -0.634458 H -4.778955 -0.828431 -1.921810 Na6I4.HCOO+, VI E=-2354.700799 Na 3.369835 -1.854337 0.567932 I 0.591141 -2.730721 1.187429 .041768 -1.310268 -1.538642 
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